were measured in melting point apparatus. Optical rotation values were recorded on P-2000 polarimeter at 589 nm.
Experimental Procedures:
(5S)-2,2,5,9-tetramethyldec-8-en-3-ol(3): t-Butylmagnesium chloride (2.0 M in THF 12.9 mL, 25.97 mmol) was added dropwise to a solution of commercial S-citronellal (2.00 g, 12.98 mmol) in dry THF (20 mL) at -78 °C. The reaction mixture was stirred at same temperature for 2 h. Then the reaction mixture was quenched with saturated aqueous ammonium chloride (50 mL) and extracted with EtOAc (3 x 20 mL).The combined organic extracts were washed with brine, dried over Na 2 SO 4 , filtered and concentrated in vacuo. The Dimethylamine hydrochloride (137 mg,1.69 mmol) was added to a solution of above aldehyde taken in dry toluene (2.0 mL) and stirred at room temperature for 10 minutes. The resultant suspension was transferred via syringe to a solution of freshly prepared potassium 2-isocyano-2-(4-methoxyphenyl) acetate (485 mg, 2.12 mmol) and dimethylamine hydrochloride (137 mg, 1.69 mmol) in dry toluene (6.0 mL). Then it was allowed to stir at room temperature for 24 h. The reaction mixture was then evaporated to dryness. The crude product obtained was dissolved in EtOAc (5.0 mL), washed with water (3.0 mL), dried over anhydrous Na 2 SO 4 , filtered and concentrated in vacuo. The resulting light yellow oil was dissolved in THF (4.0 mL), treated with 1N HCl (10.6 mL, 7.05 mmol), and the reaction mixture was allowed to stir at room temperature for 5 h. The reaction mixture was basified with aqueous saturated NaHCO 3 (about 15 mL, pH~10), and extracted with EtOAc (3 x 20 mL). The combined organic extracts were washed with brine (5.0ml), dried over Na 2 SO 4 , filtered and concentrated in vacuo and subjected to flash chromatography over silica gel (1.5% MeOH/CH 2 Cl 2 ) afforded two separable alcohols 4 (85 mg, 28%) as a colorless oil and 5 (80mg, 26% yield) as a white solid respectively. 
Reduction of Keto to alcohols 4 and 5:
A solution of keto compound 6 (20.0 mg, 0.1 mmol) in MeOH (3.0 mL) at 0 °C was treated with NaBH 4 (8.0 mg, 0.2 mmol) and stirred at room temperature for 1 h. The reaction mixture concentrated in vacuo. Purification by flash chromatography over silica gel (50-80%
EtOAc/hexanes) afforded alcohols 4 and 5 (16.5 mg, 82% yield, 1:1 mixture of diastereomers) as a colorless oil.
(S)-(3S,5S)-9-Amino-2,2,5-trimethyl-9-oxononan-3-yl 2-methylhex-5-enoate (8) 4 : To a solution of acid 7 6 (100 mg, 0.78 mmol) in benzene (3.0 mL), was added 2,4,6-trichlorobenzylchloride (0.17 mL, 1.12 mmol), followed by Hunigs base (0.16 mL, 0.95 mmol), alcohol 4 (120 mg, 0.56 mmol) and DMAP (170 mg, 1.40 mmol). The reaction mixture was stirred at room temperature for 12 h before being diluted with EtOAc (10 mL).
Then the organic layer was washed with water (3 x 5.0 mL), brine (5.0 mL), dried over 
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A mixture of amide 9 (8.0 mg, 0.017 mmol), copper iodide (3.3 mg, 0.017 mmol), and caesium carbonate (15 mg, 0.046 mmol) was suspended in dry THF (3.0 mL). N,N′ Dimethylethylenediamine (10 μL, 0.069 mmol) was added, and the reaction flask was degassed by bubbling dry argon gas for 10 min and then heated in a microwave reactor at 60 °C for 10-12 min, The flask was allowed to cool to room temperature, diluted with EtOAc (5.0 mL) and filtered through a short plug of silica gel. The crude N-Hmacrolide was then concentrated in vacuo and purified by flash column chromatography over silica gel (20-25%
EtOAc/hexane) to afford enamide 10 (3.0mg, 70% brsm) as colorless oil.
Conversion of trans enamide to cis enamide via microwave heating:
The trans enamide 10 (3.0 mg), obtained in above reaction was taken in dry DMF (2.0 mL), and heated in microwave reactor at 120 °C for 20 min, the trans enamide was converted to cis enamide 11 (compared on TLC with authentic cis enamide sample).
Computational Studies :
The DFT calculations have been done with the Turbomole suite of programs, using • Shown in Figure S3 below is an attempt to probe the possibility of an intermolecular process where the transfer of the hydrogen from the nitrogen to the oxygen could happen through the presence of a second "10" species in the vicinity. What was observed was that, in all attempts where the hydrogens were transferred to the oxygen atoms from the nitrogens, the oxygens reverted hydrogens back to the original nitrogen atoms, re-forming the species "13". In other words, no stable intermediate existed with the hydrogens shifted to the oxygen atoms. This result suggests that an intermolecular process of hydrogen transfer from the nitrogen to the oxygen is unlikely.
Figure S3:
The results of attempt made to transfer hydrogens from the nitrogens to the oxygens in the intermolecular process. "13" would be the structure formed by the intermolecular interaction between the two "10" moieties. All attempts to form the species denoted as "14" below failed, in every instance. Even with increased basis set, the hydrogens were found to revert back to the nitrogens, that is, re-form the structure 13.
• Shown in Figure S4 below are the results of an attempt to include an explicit solvent molecule (DMF) in the vicinity of the hydrogen which is being transferred intramolecularly. It was observed that in the final transition state obtained, the solvent molecule had shifted away from the region of the four centered transition state. Moreover, no change was seen in the barrier height by the explicit inclusion of the solvent molecule. In other words, explicit inclusion of the solvent molecule does not lead to any change in the nature of the transition state, or in the barrier for the intramolecular transfer reaction. It is also to be noted that a full transition state search was done with the COSMO incorporated, instead of a single point COSMO calculation after a gas phase calculation. This, too, did not lead to a change in the barrier (of 35.7 kcal/mol) that had been obtained earlier from the gas phase transition state calculations for the intramolecular hydrogen transfer from nitrogen to the oxygen.
Figure S4 :
The result of the attempts to optimize the transition state with the solvent present in the vicinity of the hydrogen being transferred: "TS7" is the input structure provided to Turbomole, and "TS7'" is the structure that was obtained as the final transition state structure.
Coordinates:-
Cartesian coordinates of the optimized structures using DFT for the structures shown in figure 2 of manuscript and figure S1 of supporting information. 
